Absorbance / au λ / nm Figure S1 . UV-vis spectrum in THF of E-2, in red, and of a Z-2/E-2 mixture (99:1) in blue.
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[ . Manual twisting of the C=C bond (see red arrow on 2 structure) by means of DFT constrained optimizations using the PBE0 hybrid functional and a 6-311-G++ basis set as implemented in the Gaussian09 code. The plotted energies are referenced to the most stable conformation for each compound (i.e. E-1 and E-2, respectively). Figure S8 . Variation of the dihedral angle of the central vinylene unit (C=C bond, see red arrow on stilbene structure) during 4 ps of a molecular dynamics simulation at 450K for our three studied compounds (1, 2 and stilbene) in each conformation (E and Z). Such calculations were performed using the PBE0 hybrid functional, the Bussi-Donadio-Parrinello thermostat and a light numerical basis set as implemented in the FHI-AIMS code. Red dashed lines point to the hypothetical perpendicular conformations for comparison.
